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ABSTRACT

A method for preparing a support for an electrode catalyst
including forming first and second polymer layers having
charges different from each other on a surface of a carbon
support and carbonizing the result, wherein the polymers
included 1n the first and the second polymer layers are an
aromatic compound including a heteroatom, and the first or

the second polymer includes a pyridine group.
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METHOD FOR PRODUCING CARRIER FOR
ELECTRODE CATALYS'T, PRECURSOR OF
CARRIER FOR ELECTRODE CATALYST,
AND CARRIER FOR ELECTRODE
CATALYST, COMPRISING SAME

CROSS-REFERENCE TO RELATED
APPLICATIONS

This application 1s a Divisional of U.S. application Ser.

No. 16/620,813, filed on Dec. 9, 2019, which was filed as
PCT International Application No. PCT/KR2018/010402 on
Sep. 6, 2018, which claims the benefit under 35 U.S.C. § 119
(a) to Patent Application No. 10-2017-0121250, filed with
the Korean Intellectual Property Oflice on Sep. 20, 2017, the
entire contents of which are incorporated herein by refer-
ence.

The present disclosure relates to a method for preparing a
support for an electrode catalyst, a precursor of a support for
an electrode catalyst, and a support for an electrode catalyst
including the same.

BACKGROUND ART

A Tuel cell 1s, as a clean energy source capable of
replacing fossil energy, a power generating system convert-
ing chemical energy of hydrogen and oxygen included in
hydrocarbon-based materials such as methanol, ethanol and
natural gas directly to electric energy by an electrochemical
reaction.

Typical examples of a fuel cell may include a polymer
clectrolyte membrane fuel cell (PEMFEC) or a direct metha-
nol fuel cell (DMFC) using methanol as a fuel, and the like,
and what influences performance in the PEMFC or the
DMEFC 1s a membrane-electrode assembly (MEA).

The MEA 1s formed with a solid polymer electrolyte
membrane including a hydrogen 1on conducting polymer
and two electrodes separated thereby, and these two elec-
trodes are referred to as an anode (called “oxidation elec-
trode” or “fuel electrode”) a cathode (called “reduction
clectrode” or “air electrode”).

The anode and the cathode include an electrode catalyst
for activating a reaction, and the electrode catalyst 1s gen-
erally used while supporting a metal catalyst on a carbon
support, and therefore, a corrosion problem of the carbon
support 1s an important challenge to resolve.

DISCLOSURE
Technical Problem

The present disclosure 1s directed to providing a method
for preparing a support for an electrode catalyst, a precursor
of a support for an electrode catalyst, and a support for an
clectrode catalyst including the same.

Technical Solution

One embodiment of the present specification provides a
method for preparing a support for an electrode catalyst
including preparing a carbon support; forming a first poly-
mer layer including a first polymer having a charge on a
surface of the carbon support; forming a second polymer
layer including a second polymer having a charge opposite
to the first polymer on the first polymer layer; and carbon-
1zing the first polymer layer and the second polymer layer,
wherein the first polymer and the second polymer are an
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2

aromatic compound including a heteroatom, and the first
polymer or the second polymer includes a pyridine group.

Another embodiment of the present specification provides
a precursor of a support for an electrode catalyst including
a carbon support; a first polymer layer formed on the carbon
support and including a first polymer having a charge; and
a second polymer layer formed on the first polymer layer and
including a second polymer having a charge opposite to the

first polymer, wherein the first polymer and the second
polymer are an aromatic compound including a heteroatom,
and the first polymer or the second polymer includes a
pyridine group.

Another embodiment of the present specification provides
a support for an electrode catalyst including a carbide of the
precursor ol a support for an electrode catalyst.

Another embodiment of the present specification provides
an electrode catalyst having metal nanoparticles supported
on the support for an electrode catalyst.

Another embodiment of the present specification provides
a membrane-electrode assembly including an electrode cata-
lyst layer including the electrode catalyst, and an electrolyte
membrane.

Another embodiment of the present specification provides
a fuel cell including the membrane-electrode assembly.

Advantageous Elflects

A method for preparing a support for an electrode catalyst
of the present disclosure has an advantage of strengthening
durability while maintaining properties of the support mate-
rial to the maximum.

DESCRIPTION OF DRAWINGS

FIG. 1 shows a transmission electron microscope (here-
iafter, TEM) image of an electrode catalyst prepared using
a support of Example.

FIG. 2 shows a TEM image of an electrode catalyst
prepared using a support of Comparative Example 1.

FIG. 3 shows a TEM image of an electrode catalyst
prepared using a support of Comparative Example 2.

FIG. 4 shows results of a carbon corrosion evaluation on
an electrode catalyst prepared using a support of Example.

FIG. 5 shows results of a carbon corrosion evaluation on
an electrode catalyst prepared using a support of Compara-
tive Example 1.

FIG. 6 shows results of a carbon corrosion evaluation on
an electrode catalyst prepared using a support of Compara-

tive Example 2.
FIG. 7 schematically illustrates a fuel cell used 1n the art.

REFERENCE NUMERAL

60: Stack

70: Oxadizer Supply Umnit
80: Fuel Supply Unait

81: Fuel Tank

82: Pump

MODE FOR DISCLOSUR.

L1

In the present specification, a description of a certain part
“including” certain constituents means capable of further
including other constituents, and does not exclude other
constituents unless particularly stated on the contrary.

In the present specification, a description of a certain
member being placed “on” another member includes not
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only a case of the one member adjoining the another member
but a case of still another member being present between the
two members.

Hereinatter, preferred embodiments of the present disclo-
sure will be described. However, embodiments of the pres-
ent disclosure may be modified to various other forms and
the scope of the present disclosure 1s not limited to the
embodiments to describe below. In addition, embodiments
of the present disclosure are provided 1n order to more fully
describe the present disclosure to those having average
knowledge 1n the art.

One embodiment of the present specification provides a
method for preparing a support for an electrode catalyst
including preparing a carbon support; forming a first poly-
mer layer including a first polymer having a charge on a
surface of the carbon support; forming a second polymer
layer including a second polymer having a charge opposite
to the first polymer on the first polymer layer; and carbon-
1zing the first polymer layer and the second polymer layer,
wherein the first polymer and the second polymer are an
aromatic compound including a heteroatom, and the first
polymer or the second polymer includes a pyridine group.

When replacing a material 1tself of a carbon support with
carbon with high crystallinity as in the art, the specific
surface area may decrease making high-dispersion and high-
support catalyst preparation diflicult.

Meanwhile, the preparation method according to the
present disclosure uses a method of forming a crystalline
carbon {ilm on a surface of a support, and therefore, existing
properties of the support may be maintained, and durability
may be strengthened while accomplishing high-dispersion
and high-support.

According to one embodiment of the present specifica-
tion, the carbon support may be a carbon-based support, and
as the carbon-based support, one or more types selected
from the group consisting of carbon black, carbon nanotubes
(CNT), graphite, graphene, activated carbon, mesoporous
carbon, carbon fiber and carbon nanowires may be used.

According to one embodiment of the present specifica-
tion, the forming of a first polymer layer 1s carried out by
coating a solution including the first polymer and a solvent
on a surface of the carbon support.

According to one embodiment of the present specifica-
tion, the forming of a second polymer layer 1s carried out by
coating a solution including the second polymer and a
solvent on the first polymer layer.

The first polymer layer and the second polymer layer each
include a polymer having charges different from each other,
and therefore, a stable laminate may be formed by the action
of interlayer electrostatic attraction.

In addition, carrying out lamination by coating each
polymer layer having charges different from each other as
above has an advantage in that aggregation due to attraction
and formation of non-uniform layers caused therefrom may
be prevented compared to when using a method of mixing
these together and coating.

According to one embodiment of the present specifica-
tion, the first polymer may be a cationic polymer, and the
second polymer may be an anionic polymer.

In addition, according to one embodiment of the present
specification, the first polymer may be an anionic polymer,
and the second polymer may be a cationic polymer.

According to one embodiment of the present specifica-
tion, the cationic polymer includes a pyridine group. Spe-
cifically, the cationic polymer may be one or more polymers
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4

selected from among poly(4-vinyl pyndine), poly(2-vinyl
pyridine) and poly(2,5-pyridine), and may preferably be
poly(4-vinyl pyridine).

When the cationic polymer includes a pyridine group, a
defect free crystalline carbon film 1s formed after carbon-
ization, and a nitrogen doping eflect may be obtained.

According to one embodiment of the present specifica-
tion, the anionic polymer may include a sulfonate group.
Specifically, the anionic polymer may be polystyrene
sulfonate.

According to one embodiment of the present specifica-
tion, when the first polymer or the second polymer 1s a
cationic polymer, the solvent may be one or more types
selected from the group consisting of water; alcohols such as
methanol, ethanol, propanol and i1sopropanol; and dimeth-
ylformamide, and may preferably be water.

According to one embodiment of the present specifica-
tion, the solution including the cationic polymer and the
solvent may further include at least one acid among hydro-
chloric acid, nitric acid and sulfuric acid, and may preferably
include hydrochloric acid.

According to one embodiment of the present specifica-
tion, when the first polymer or the second polymer 1s an
anionic polymer, the solvent may be one or more types
selected from the group consisting of water; alcohols such as
methanol, ethanol, propanol and isopropanol; and dimeth-
ylformamide, and may preferably be water.

According to one embodiment of the present specifica-
tion, the solution including the anionic polymer and the
solvent may further include at least one acid among hydro-
chloric acid, nitric acid and sulfuric acid.

According to one embodiment of the present specifica-
tion, when the solution including the first polymer and the
solvent includes water as the solvent, the solution may
turther include potassium nitrate (KNO,).

According to one embodiment of the present specifica-
tion, the first polymer may be included 1n 0.05% by weight
to 20% by weight based on the total weight of the solution
including the first polymer and the solvent, and the solvent
may be included 1n 80% by weight to 99.5% by weight based
on the total weight of the solution including the first polymer
and the solvent.

According to one embodiment of the present specifica-
tion, the second polymer may be included 1in 0.05% by
weight to 20% by weight based on the total weight of the
solution 1including the second polymer and the solvent, and
the solvent may be included 1n 80% by weight to 99.5% by
weight based on the total weight of the solution including the
second polymer and the solvent.

The polymer content being in the above-mentioned range
has an advantage of forming a uniform coating layer since
the support surface 1s readily coated.

According to one embodiment of the present specifica-
tion, the first polymer and the second polymer may each
have a weight average molecular weight of greater than or
equal to 500 g/mol and less than or equal to 1,000,000 g/mol,
and specifically greater than or equal to 1,000 g/mol and less
than or equal to 100,000 g/mol.

The weight average molecular weights of the first poly-
mer and the second polymer satisiying the above-mentioned
range has an advantage 1n that coating 1s readily carried out,
and residual polymers are readily washed after the coating.

According to one embodiment of the present specifica-
tion, the carbonizing of the first polymer layer and the
second polymer layer may be carried out for 30 minutes to
2 hours at a temperature of 800° C. to 2,000° C. under an
inert gas atmosphere such as argon or nitrogen.
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Through the carbonizing, the first polymer layer and the
second polymer layer change into a form of one crystalline
carbon film.

According to one embodiment of the present specifica-
tion, the heteroatom may be N, O and/or S.

When consecutively laminating two polymers that have
charges different from each other and are an aromatic
compound including a heteroatom and then carbonizing the
result, a defect free crystalline carbon film i1s formed. In
other words, durability increases since water repellency
increases by increasing crystallinity of the crystalline carbon
film and corrosion caused by the resultant reaction of carbon
and moisture 1s reduced. The fact that this may not be
obtained when just one of the two polymers 1s not an
aromatic compound including a heteroatom may be 1denti-
fied through comparing results of examples and comparative
examples of the present specification to describe later.

One embodiment of the present specification provides a
precursor of a support for an electrode catalyst including a
carbon support; a first polymer layer formed on the carbon
support and including a first polymer having a charge; and
a second polymer layer formed on the first polymer layer and
including a second polymer having a charge opposite to the
first polymer, wherein the first polymer and the second
polymer are an aromatic compound including a heteroatom,
and the first polymer or the second polymer includes a
pyridine group.

According to one embodiment of the present specifica-
tion, the precursor of a support for an electrode catalyst may
be a state before carbonizing the first polymer layer and the
second polymer layer, that 1s, before changing 1nto a crys-
talline layer, and the first polymer layer and the second
polymer layer are attached to each other by electrostatic
attraction in the precursor of a support for an electrode
catalyst.

According to one embodiment of the present specifica-
tion, the first polymer layer and the second polymer layer
may each have a thickness of 0.1 nm to 5 nm.

When the first polymer layer and the second polymer
layer have a thickness of 0.1 nm or greater, suilicient
durability may each be obtained, and when the thickness 1s
5> nm or less, stable adhesion may be maintained by the
attraction acting between the two polymer layers.

According to one embodiment of the present specifica-
tion, each constitution of the precursor of a support for an
clectrode catalyst 1s the same as the descriptions provided
above.

According to one embodiment of the present specifica-
tion, the first polymer may be a cationic polymer, and the
second polymer may be an anionic polymer.

In addition, according to one embodiment of the present
specification, the first polymer may be an anionic polymer,
and the second polymer may be a cationic polymer.

One embodiment of the present specification provides a
support for an electrode catalyst including a carbide of the
precursor of a support for an electrode catalyst.

According to one embodiment of the present specifica-
tion, the carbide of the precursor of a support for an
clectrode catalyst means carbonizing the precursor of a
support for an electrode catalyst.

The support for an electrode catalyst has strengthened
durability compared to existing polymer layer-formed sup-
ports.

One embodiment of the present specification provides an
clectrode catalyst having metal nanoparticles supported on
the support for an electrode catalyst.
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The metal nanoparticle supporting process may be carried
out using a composition for preparing a catalyst including
the support for an electrode catalyst; a metal precursor; and
a solvent.

According to one embodiment of the present specifica-
tion, the content of the support for an electrode catalyst may
be greater than or equal to 0.01% by weight and less than or
equal to 3% by weight based on the total weight of the
composition for preparing a catalyst.

According to one embodiment of the present specifica-
tion, the metal precursor 1s a maternal prior to being reduced
to metal nanoparticles, and the metal precursor may be
selected depending on the metal nanoparticle types.

According to one embodiment of the present specifica-
tion, the metal precursor may be a precursor of two or more
types of metals different from each other.

According to one embodiment of the present specifica-
tion, the metal precursor may be a nitrate (NO, ™), a halide,
a hydroxide (OH™) or a sulfate (SO,”) of a metal.

According to one embodiment of the present specifica-

tion, the metal precursor may be a precursor of one or more
types of metals selected from the group consisting of plati-
num (Pt), cobalt (Co), nickel (Ni1), iron (Fe), lead (Pd),
ruthentum (Ru), chromium (Cr) and copper (Cu), and may
preferably be a platinum (Pt) precursor. Using a platinum
precursor 1s preferred since platinum 1s more active com-
pared to other metals when used as a catalyst of a fuel cell.

According to one embodiment of the present specifica-
tion, the platinum precursor may be PtCl,, K,PtCl,,

K,PtCl., H,PtCl,, H,PtCl., Pt(acac),, Pt(NH,).(NO,),,

Pt(NH;),Cl,,  Pt(CH;NH,),(NO3),,  Pt(CH;NH,),CL,
Pt(H,0),(NO,), or Pt(H,O),Cl,, and may preferably be
PtCl,.

In the present specification, acac means acetylacetonate.

According to one embodiment of the present specifica-
tion, the content of the metal precursor may be from 0.1%
by weight to 5% by weight based on the total weight of the
composition for preparing a catalyst.

According to one embodiment of the present specifica-
tion, a solvent included in the composition for preparing a
catalyst may include one or more types selected from the
group consisting of water, ethylene glycol, diethylene glycol
and propylene glycol, and may preterably be ethylene gly-
col.

According to one embodiment of the present specifica-
tion, the content of the solvent may be from 93% by weight
to 98% by weight based on the total weight of the compo-
sition for preparing a catalyst.

According to one embodiment of the present specifica-
tion, the composition for preparing a catalyst may further
include one or more types selected from the group consisting
of sodium hydroxide (NaOH), barium hydroxide (Ba(OH),),
potassium hydroxide (KOH), calctum hydroxide (Ca(OH),)
and lithium hydroxide (L1OH), and this 1s for adjusting a pH
of the composition for preparing a catalyst by adding a basic
material.

According to one embodiment of the present specifica-
tion, the composition for preparing a catalyst may further
include a reducing agent for reducing metal 10ns. However,
when using a solvent capable of performing a role of a
reducing agent such as ethylene glycol, a separate reducing
agent may not be included.

According to one embodiment of the present specifica-
tion, the reducing agent 1s not particularly limited as long as
it has, while being a strong reducing agent with standard
reduction potential of -0.23 V or less, reducing power
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capable of reducing dissolved metal 1ons and precipitating
the metal 1ons as metal particles.

According to one embodiment of the present specifica-
tion, the reducing agent may be at least any one selected
from the group consisting of NaBH,, NH,NH,, L1AlH, and
LiBEt;H.

According to one embodiment of the present specifica-
tion, the metal nanoparticles may have an average particle
diameter of greater than or equal to 2 nm and less than or
equal to 20 nm, and specifically, greater than or equal to 3
nm and less than or equal to 10 nm. This has an advantage
ol having high catalyst efliciency since the metal nanopar-
ticles are well-dispersed on the carbon support without being,
aggregated to each other.

The metal nanoparticle may have a spherical shape. In the
present specification, a spherical shape not only means a
completely sphere, but may also include shapes that are
roughly spherical 1n the shape. For example, the metal
nanoparticle may not have a smooth spherical-shaped outer
surface, and the radius of curvature may not be constant 1n
one metal nanoparticle.

The metal nanoparticle may be selected from among a
solid particle including one type of a metal, a solid particle
including two or more types of metals, a core-shell particle
including two or more types of metals, a hollow metal
particle including one, or two or more types of metals, a
bowl-type particle including one, or two or more types of
metals, a yolk-shell particle including two or more types of
metals, and a porous particle including one, or two or more
types of metals.

In one embodiment of the present specification, the elec-
trode catalyst may be a support-metal nanoparticle compos-
ite.

In one embodiment of the present specification, the con-
tent of the metal nanoparticles may be greater than or equal
to 15% by weight and less than or equal to 60% by weight
based on the total weight of the support-metal nanoparticle
composite. Specifically, the content may be greater than or
equal to 20% by weight and less than or equal to 50% by
weight.

One embodiment of the present specification provides a
membrane-electrode assembly including an electrode cata-
lyst layer including the electrode catalyst; and an electrolyte
membrane.

Furthermore, one embodiment of the present specification
provides a fuel cell including the membrane-electrode
assembly.

The fuel cell may be formed using materials and methods
known 1n the art except for including the electrode catalyst
described above. When referring to FIG. 7, the fuel cell 1s
tormed including a stack (60), a fuel supply unit (80) and an
oxidizer supply unit (70).

The stack (60) includes one, two or more membrane-
clectrode assemblies (MEA), and when including two or
more membrane-electrode assemblies, a separator provided
therebetween 1s included. The separator performs a role of
preventing the membrane-electrode assemblies from being
clectrically connected, and delivering a fuel and an oxidizer
supplied from the outside to the membrane-electrode assem-
blies.

The fuel supply unit (80) performs a role of supplying a
tuel to the stack, and may be formed with a fuel tank (81)
storing a fuel and a pump (82) supplying the fuel stored 1n
the fuel tank (81) to the stack (60). As the fuel, gas or liquid
state hydrogen or hydrocarbon fuel may be used, and
examples of the hydrocarbon fuel may include methanol,
cthanol, propanol, butanol or natural gas.
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The oxidizer supply unit (70) performs a role of supplying
an oxidizer to the stack. As the oxidizer, oxygen 1s typically
used, and oxygen or air may be 1njected with a pump (82)
to be used.

Hereinaftter, the present specification will be described 1n
detaill with reference to examples. However, examples

according to the present specification may be modified to
various other forms, and the scope of the present specifica-
tion 1s not to be construed as being limited to the examples
described below. Examples of the present specification are
provided 1n order to more fully describe the present speci-
fication to those having average knowledge 1n the art.

EXAMPL

(L]

3 g of poly(4-vinyl pyridine) (Sigma-Aldrich, Inc.), a
cationic polymer, and 60 mL of 1 M hydrochloric acid (HCI)
were added to 1 L of water, and dissolved therein through
suthcient stirring. After that, 6 g of KNO, was further
dissolved therein, and 1.8 g of carbon black (Cabot Corpo-
ration, Vulcan XC-72R) was dispersed thereinto. The solu-
tion was stirred for 24 hours at room temperature, then
washed with distilled water, and dried to prepare a first
polymer layer-formed support. To 200 mg of the first poly-
mer layer-formed support, 1190 mg of an aqueous poly(4-
styrenesulfonic acid) solution (Sigma-Aldrich, Inc.) was
introduced to coat an anionic polymer, and after stirring the
result for 24 hours at room temperature, the result was
washed with distilled water and dried to form a second
polymer layer. After that, carbonization was carried out for
2 hours under an Ar atmosphere and 1000° C. condition to
prepare a support having a crystalline carbon film formed on
the surface.

After dispersing 65 mg of the prepared support into 25 mL
of ethylene glycol, 74.1 mg of PtCl, and 50 mg of sodium
hydroxide were added thereto, and after reacting the result
for 3 hours at 160° C., the result was washed with ethanol
and water to prepare a catalyst. Herein, the PtCl, was
reduced by ethylene glycol, the solvent, and the supported
particles were platinum solid particles.

A TEM mmage of the catalyst prepared 1in
shown 1n FIG. 1.

Example 1s

Comparative Example 1

6 g of poly(allylamine hydrochloride), a cationic polymer,
was added to 1.5 L of water, and dissolved therein through
suflicient stirring. After that, 6 g of KNO,; was further
dissolved therein, and 1.8 g of carbon black (Cabot Corpo-
ration, Vulcan XC-72R) was dispersed thereinto. The solu-
tion was stirred for 24 hours at room temperature, then
washed with distilled water, and dried to prepare a first
polymer layer-formed support. Processes of second polymer
layer formation, carbonization and support other than the
forming of the first polymer layer thereafter were performed
in the same manner as in Example to prepare a catalyst.

A TEM image of the catalyst prepared in Comparative
Example 1 1s shown in FIG. 2.

Comparative Example 2

After dispersing 200 mg of carbon black (Cabot Corpo-
ration, Vulcan XC-72R) into distilled water, a solution
dispersing 300 mg of pyrrole, a cationic polymer, into 3 mL
of ethanol was 1ntroduced thereto. After stirring the solution
for 1 hour at room temperature, a solution dispersing 300 mg
of ammonium persulfate, an oxidizer, into 40 mL of distilled
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water was added dropwise thereto, and by sulliciently stir-
ring the result, surface coating was progressed while polym-
erizing the polymer. This was washed with distilled water
and dried to prepare a first polymer layer-formed support.
Processes of second polymer layer formation, carbonization
and support other than the forming of the first polymer layer

thereafter were performed in the same manner as 1n Example
to prepare a catalyst.

A TEM mmage of the catalyst prepared in Comparative
Example 2 1s shown 1n FIG. 3.

Experimental Example: Carbon Corrosion
Evaluation

30 mg of the catalyst prepared in each of Example and
Comparative Examples was mixed with 1.8 mL of 1so-
propyl alcohol and 257 mg of a Nafion solution (EW1100,
Nafion content 1n solution was 5 wt %) to make an 1nk, and
alter coating the ink on one side surface (cathode direction)
of a Nafion electrolyte membrane using spray equipment,
the remaining one side surface (anode direction) was coated
in the same manner as above using 30 mg of a commercial
catalyst. After that, the result was hot pressed at 140° C. to
prepare a membrane-electrode assembly. A square electrode
having a area of 5 cm” was used, and performance of a single
cell was measured under an 80° C. atmosphere while sup-
plying H,/A1ir under a 100% humidity condition.

A carbon corrosion evaluation was progressed by repeat-
ing a section of 9V (15 seconds) to 1.4 V (15 seconds) 1,000
times under a H, (anode)/N, (cathode) atmosphere, and
results of carbon corrosion evaluation on the cell using each
of the catalysts of Example and Comparative Examples are
cach shown i FIG. 4 (Example), FIG. 5§ (Comparative
Example 1) and FIG. 6 (Comparative Example 2) as a
current density-voltage graph.

Through FIG. 1 to FIG. 3, 1t was 1dentified that the support
was normally progressed in all of Example and Comparative
Examples, and through comparing FIG. 4 with FIGS. 5 and
6, an obvious difference in the performance between
Example and Comparative Examples was 1dentified. Spe-
cifically, 1t was identified that the opeming of the current
density-voltage curve (I-V curve) was maintained 1n
Example even after the severe corrosion test, whereas there
was almost no current flow after the corrosion test in
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Comparative Examples 1 and 2. This 1s a result indicating
that corrosion resistance durability 1s enhanced 1n the cell
using the catalyst of Example. Accordingly, 1t was proved
that excellent durability was obtained when using an aro-
matic compound including a pyridine group, compared to
when using an aliphatic compound (polyallylamine hydro-

chloride) or an aromatic compound that does not 1include a
pyridine group (polypyrrole) as a cationic polymer.

The mvention claimed 1s:

1. A precursor of a support for an electrode catalyst
comprising;

a carbon support;

a first polymer layer formed on the carbon support, said
first polymer layer comprising a first polymer having a
charge; and

a second polymer layer formed on the first polymer laver,
said second polymer layer comprising a second poly-
mer having a charge which 1s opposite to the charge of
the first polymer,

wherein the first polymer and the second polymer 1nde-
pendently comprise an aromatic compound including a
heteroatom,

wherein the first polymer or the second polymer com-
prises a pyridine group,

wherein the first polymer 1s a cationic polymer, and the
second polymer 1s an anionic polymer, and

wherein the forming of the first polymer layer 1s carried
out by coating a solution comprising the first polymer
and a solvent on the surface of the carbon support, and
the solution further includes at least one acid among
hydrochloric acid, nitric acid and sulfuric acid.

2. A support for an electrode catalyst comprising a carbide
of the precursor of a support for an electrode catalyst of
claim 1.

3. An electrode catalyst comprising:

the support for an electrode catalyst of claim 2; and

metal nanoparticles supported on the support.

4. A membrane-electrode assembly comprising:

an electrode catalyst layer including the electrode catalyst
of claim 3; and

an electrolyte membrane.

5. A tuel cell comprising the membrane-electrode assem-
bly of claim 4.
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